3
CH 2 Cl 2 (200 mL). Sat. aq. NH 4 Cl (180 mL) was added and the aqueous layer was extracted with CH 2 Cl 2 (3  60 mL). The combined organic layers were washed with sat. aq. NaHCO 3 (180 mL) and the aqueous layer was re-extracted with CH 2 Cl 2 (3  60 mL). The combined organic layers were dried over MgSO 4 and the solvent was removed under reduced pressure. Column chromatography (silica gel, petrol ether/ EtOAc 1:0 → 2:1) delivered a mixture of the keto ester A and the corresponding 2,3-dihydropyrrole. This mixture was dissolved in MeOH (280 mL) and H 2 O (35 mL), treated with TsOH•H 2 O (210 mg), and stirred for 1 d at rt. After evaporation of the solvent, the residue was dissolved in CH 2 Cl 2 (250 mL), washed with sat. aq. NaHCO 3 (2  150 mL), and 
(2S,5R)-1-tert-Butyl 2-methyl 5-phenylpyrrolidine-1,2-dicarboxylate (5)
A solution of the keto ester A (12.1 g, 37.6 mmol) in abs. CH 2 Cl 2 (370 mL) was treated at rt with TFA (57.9 mL, 85.7 g, 752 mmol) and stirred overnight. The solvent was removed under reduced pressure and the resulting orange oil was diluted five times with CH 2 Cl 2 (300 mL) and evaporated again, in order to remove excess TFA. NaBH 4 (2.70 g, 71.4 mmol) was slowly added at 0 °C to a solution of the residue in MeOH (300 mL). After stirring for 16 h at rt, the solvent was removed.
The resulting orange oil was diluted four times with MeOH (260 mL) and evaporated again. The residue was suspended in abs. CH 2 Cl 2 (1000 mL) and NEt 3 (7.49 mL, 5.71 g, 56.4 mmol), Boc 2 O (12.3 g, 56.4 mmol), and DMAP (50.0 mg, 409 µmol) were added at rt. After 3 d of stirring, sat. aq.
NH 4 Cl (1000 mL) was added and the layers were separated. The aqueous layer was extracted with CH 2 Cl 2 (3 × 500 mL) and the combined organic layers were dried over MgSO 4 . Removal of the solvent and column chromatography (silica gel, petrol ether/EtOAc 1:0 → 0:1) afforded an 86:14 mixture of 5 and its 5-epimer, which was crystallized from CH 2 Cl 2 /Et 2 O/pentane (1:4:14) to give diastereomerically pure 5 (6.90 g, 22.6 mmol, 60%) as colourless needles.
R f = 0.37 (petrol ether/ 
(2S,5R)-2-Methylaminomethyl-1-methyl-5-phenylpyrrolidine (3)
MsCl (731 
Enantioselective Henry Reactions

General Remarks
Preparation of the racemic ß-nitro alcohols: These compounds were prepared by treatment of the aldehyde (500 µmol) at rt with nitromethane (300 µL) in the presence of NEt 3 (6.0 µL, 43 µmol) and a CuCl 2 (tmda) complex, prepared from CuCl 2 (1.3 mg, 10 µmol) and TMEDA (1.5 µL, 10 µmol) in MeOH (300 µL). Purification by column chromatography (silica gel, hexanes/EtOAc 8:1 → 4:1) afforded the analytically pure -nitro alcohols, the NMR spectroscopic data of which were identically with those given in literature. Determination of the absolute configuration of the major enantiomer: For all known ß-nitro alcohols, the absolute configuration of the major enantiomer was assigned by comparison of the order of the measured retention times on HPLC with the literature-known ones, measured under identical conditions (same chiral phase and solvent system). 3 The absolute configuration of the major enantiomer of the new products 9b and 11b was tentatively assigned under the assumption that the sense of asymmetric induction was the same as for all other derivatives (re-attack on the carbonyl group). f References, in which data for the HPLC analysis on chiral phase are given. g The absolute configuration of the major enantiomer was tentatively assigned under the assumption of a re-attack on the carbonyl group.
General Procedure II (Aliphatic Aldehydes)
A solution of anhyd. CuCl 2 (267 mM in MeOH, 300 µL, 10.8 mg, 80.0 µmol, 8.0 mol%) was evaporated to dryness in a Schlenk tube. A solution of the diamine 3 (147 mM in abs. THF, 600 µL, 18.0 mg, 88.0 µmol, 8.8 mol%), MeNO 2 (600 µL, 684 mg, 11.2 mmol, 11.2 eq.) and aldehyde 12 (1.00 mmol, 1.00 eq.) were successively added at rt. The mixture was ultra-sonicated for 10 min to give a clear, greenish solution and then cooled to -20 °C. NEt 3 (1.5 M in MeNO 2 , 40 µL, 6.08 mg, 60.0 µmol, 6.0 mol%) was added and the resulting blue solution was stirred until TLC-control indicated complete consumption of the aldehyde (40-60 h). The crude reaction mixture was purified by column chromatography (silica gel, pentane/Et 2 O 8:1 → 4:1) delivering -nitro alcohol 13. f References, in which the data for the HPLC analysis on chiral phase are given. g The absolute configuration of the major enantiomer was assigned by comparison of the measured sign of the optical rotation with the literature-known one. 
Copies of HPLC Spectra
Chiralcel OD-3, n-hexane/iPrOH 85:15, 0.8 mL/min, 215 nm: t R (R-enantiomer) = 12.6 min; t R (S-enantiomer) = 14.9 min Chiralcel OD-3, n-hexane/iPrOH 85:15, 0.9 mL/min, 215 nm: t R (R-enantiomer) = 10.3 min; t R (S-enantiomer) = 16. Chiralcel OD-3, n-hexane/iPrOH 90:10, 0.9 mL/min, 215 nm: t R (R-enantiomer) = 14.4 min; t R (S-enantiomer) = 16. Chiralcel OD-3, n-hexane/iPrOH 90:10, 0.9 mL/min, 215 nm: t R (R-enantiomer) = 17.7 min; t R (S-enantiomer) = 22. Chiralcel OD-3, n-hexane/iPrOH 97:3, 0.9 mL/min, 215 nm: t R (R-enantiomer) = 25.9 min; t R (S-enantiomer) = 27.0 min Chiralcel OD-3, n-hexane/iPrOH 85:15, 0.9 mL/min, 215 nm: t R (R-enantiomer) = 11.5 min; t R (S-enantiomer) = 14. Chiralcel OD-3, n-hexane/iPrOH 90:10, 0.9 mL/min, 215 nm: t R (R-enantiomer) = 14.0 min; t R (S-enantiomer) = 16. 
